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thesynthesesofmorecomplexindoloquinolizidiｎｅａｌ‐ kaloids・Inl962WenkertandWickberg5)preparedthetetracycle4fiPom3-(Z-piperidinoethyl)indole（１）ｉｎ６３％ yieldbyoxidativecyclizationwithlOmolareqofHg(OAcL inhot5％aqueousAcOHforlh,fbllowedbytreatment withH2SandNaBH4reductionoftheover-oxidizedprod‐ uct3presentasaminorcomponent・Ｔｈｅｐｒｏｃｅｄｕｒｅａｎｄｙｉｅｌｄｏｆ４ｉｎｔｈｉｓｏxidativecyclization（1→2→4）were recentlyimprovedbyusthrougｈｔｈｅｕｓｅｏｆ３ｍｏｌａｒｅｑｏｆ Ｈｇ(OAcL-edetatedisodium(ＥＤＴＡ･ZＮａ)inboilingaque‐ ｏｕｓＥｔＯＨｆｂｒ３ｈ６)Inthepresentstudy,theapplicabilityOf themodifiedoxidativecyclizationproceduretosynthesesof morecomplexindoloquinolizidinealkaloidswastestedin 
asynthesisof(±)-deplancheine(12),7,8)whose（＋)-enan‐ tiomerwasisolatedfiFom4LsZo"ｍａｎｄ４ﾘﾉﾋﾉbSperma plants7c,，）belongingtothefamilyApocynaceaeandwas recentlyassignedthe(R)configuration8） 
Quaternizationoftheketal5,asyntheticequivalentfbr 3-acetylpyridine,ｗｉｔｈ２－(3-indolyl)ｅｔｈｙｌｂｒｏｍｉｄｅｗａｓｅｆＬ ｆｅｃｔｅｄｉｎＨＣＯＮＭｅ２ａｔ８０－８５ｏＣｆｂｒ５０ｈ，andthecrude 
quaternarysalt6thatfbrmedwashydrogenatedover AdamscatalystinaqueousEtOHat35oCandatmospheric 
pressuretogivethepiperidinederivative7in７８％overall yield（fTom5)．Ｔｒｅａｔｍｅｎｔｏｆ７ｗｉｔｈ３ｍｏｌａｒｅｑｏｆ Ｈｇ(OAC)z-EDTA2NainboilingaqueousEtOHfor3h fUrnished，afterreductionoftheover-oxidizedProduct (type3)withNaBH4,thetetracyclicketal8in65％yieldIn thisoxidativecyclizatio､，theisomericketal9wouldbe anotherpossibleproduct,ｂｕｔｗｅｗｅｒｅｕｎａｂｌｅｔｏfinditin thereactionmixture、SuchhighregioselectMtyintheHg(OAcL-EDTAoxidationof7iscomparabletothat observedfbrthestructurallyanalogousl-(3,4-dimethOxy phenethyl)piperidinesystem1o)Therelativeconfiguration of8wasassignedfromaconsiderationofthethermo‐ 
鶉Ｃ Ｃ 
１ 
Ｉ Ｉ ］ ８ ７ ○ ○ ＮａＢＨ４ ９ 二＝±１０ ４３ ２ ３ ４ 
Ｃｈａｒｔｌ 如劇一鋤凹， ○ ト １）Ｈｇ(ＯＡＣ)２＋ ＥＤＴＡ２Ｎａ －－Ｍｅ２）ＮａＢＨ４ ○ ○ ○ Ｍ Ｍｅ 叩］ 凸０ 2３ ６ ７ ８ 
□ 













































































































































蕊8） 9） ReferencesandNotes -工一一一一－，－－－－￣－－．，－，－,い－Ｗﾉ，リノＵ：Guillaume,Ａ、Ｍ、Morfaux，Ｂ、Richard，Ｇ・Massiot，ＬＬｅＭｅｎ６－Ｈ Ｉ）PaperXXVinthisseries,Ｔ､FUjii,SYoshifilji,andHIto,⑰e､． Olivier,JPusset,andT・S6venct,Pﾉiy'ocAemMy,23,2407(1984)Ｊ川α'、.Ｂ邸".,36,3348(1988)．１０）α)TFUjii,MOhba,andSYoshifUji,Ｃ/ｌｅｍＰｈａｍＴＢｚ`".,25,3042２）α)Ｇ､ACordellandJ､ESaxton,"TheAlkaloids,”ＶＯＬ20,ｅｄｂｙＲ （1977);６)Ｔ・FUjii,yZZkzJg倣冴ZZJSShj,103,257(1983）嚇ﾉ！｛饗竺恕WL;且fWg率9と桴d:imjfp鷲,DleWYprk：11)胆W9illEprLaiidDK哀｡ycIEidd凧Jﾌﾘﾙ'1jﾋﾙ説sbc伽64111981,Chapterl;6)Atta-ur-RahmanandABasha,“Biosynthesisof （1956);６)FBohlmann,Ｃ舵"１.BCr.,91,2157(1958）IndoleAlkaloids,”ClarendonPress,Oxfbrd,1983;c)CSzAntay,012）α)EWinterfbldt,HRadunz,andTKorth,Ｃ舵加.Her.,101,3172Blask6,Ｋ・Honty,ａｎｄＧ､D6rnyei,``TheA1kaloids,，，Vol,27,ｅｄｂｙ （1968);６)Ｖ､Ｕ・Ahmad,Ｋ・-HFeuerherd,andEWinterfbldt肋は，ABrossi,AcademicPress,NewYork,1986,Chapter2．110,3624(1977)． 3）α）SRJohns,Ｊ・ALamberton，ａｎｄＪＬ・Occolowitz，Ｃ比､、１３）α)Ｔ・FUjii,MOhba,andSAkiyama,CVbem.Ｅ〃α、2.β"".,33,5316Ｃｂｍｍｍ.,１９術,421;６)肱加､Ａ"“』.Ｃ比加.,19,1951（1966)．（1985);6)TFUjii,Ｍ・Ohba,andJ・Sakaguchi,必雌,35,3628(1987）4)腔暉聾p]O§ylnUlptjpHo9にSt941Ywebeen牢p9ruPdForpprUnegtl4)SSu塵sawaaniaiVIkifi5魂ｱﾙtｵｱﾉﾃﾌﾞｧ師::ri5ijT砺孟infbrmation，ｓｅｅα）reflandrefbrencescitedtherein；ｂ）ＳＢＩ5）ＴＨｏｓｈｉｎｏａｎｄＫ・Shimodaira,川/"ｓＬ花bjgM""・Ｃｈｅ、.､520,l9Manda1,Ｖ.Ｓ・Giri,andSCPakrashi,Ｓ〕ﾉ"MIC血1987,1128． （1935)． 5）EWenkertandB・Wickberg,ノ.伽.die碗.SDC.,84,4914(1962)．１６）Whencrystallizedoutofaconsiderablydilutesolution,１１sometimes６）Ｔ・FUjii,MOhba,andNSasaki,HaeroCycﾙ8,22,1805(1984)．gavecolorlessminuteneedlesofalmostthesamemeltingpoint(mｐ７）Forprevioussynthesesof(±)-12,seeα)DThielke,JWegener,andl56-157oC)butwithanlRspectrumnotcompletelyidenticalinthe EWinterfeIdt,４"９２Ｗ・ｄｌｅｍ.,８６，６４６(1974);６)肱加,die､､比r､，solidstate,suggestingtheexistenceofanothercrystalfbrm、108,1791(1975);c)RBesselievre,冊P・Cosson,Ｂ､ＣＤas,andH-P、１７）ThediffbrenceofthesethreesamplesinmeltingpointismostlikelyHusso､,ｎ日"αﾊe伽0"Ｌｅ".,21,63(1980Ｍ)Ｗ・RAshcrofIandJ.Ａ、duetopolymorphismofll・AccordingtoaprivatecommunicationJoule肋虹,21,2341（1980);e)MHiimeiliiandM､Lounasmaa,血'α fromProfEWinterfbldt(Hannover,WestGermany),ｈｉｓｇｒｏｕｐｏｆ ｄｉｅｍ.ＳＣａ"仏比'.β,３５，２１７(1981);/)LCaIabi,BDanieli,Gworkershavealsoobservedahighermeltingpoint(mpl51oC)fbrLesma,ａｎｄＧ､Palmisano,７１e"αﾉIB鋤o〃Ｌｅ".,23,2139(1982);ｇ)Ｇ、theirlaterpreparationsTheIRspectrum(inKBr)ofoursampleLesma,GPalmisano,ａｎｄＳ・TolIari,Ｊ､Ｃ舵加.ＳＤＣ.,〃rkm刀α"３.ノ，describedinfbotnotel6wassuperiｍｐｏｓａｂｌｅｏｎｔｈｏｓｅｏｆｔｈｅｔｗｏ１９Ｍ,1593;A)ＬＥＯｖｅｒｍａｎａｎｄＴ,CMalone,Ｊ､Ｏ埴.Ｃ/ｌｅｍ.,４７，authenticspecimens、5297(1982);OTImanishi,MKushiya,Ｍ､Inoue,NYagi,ａｎｄＭ、１８）Forthebasisofthisassignment,seeG.Ｗ､Gribble,Ｒ､Ｂ､Nelson,J、Hanaoka，AbstractsofPapers，thelO2ndAnnualMeetingofthe LJohnson,ａｎｄＯＣＬｅｖｙ,ＪＯ'9..,.,40,3720(1975)． １
１
 
